All chemicals were obtained from commercial suppliers (Merck, Sigma-Aldrich, Fluka, Acros, ABCR, Alfa Aesar, KMF), the azidosugars, 1-azido-1-deoxy--Dglucopyranoside and 1-azido-1-deoxy-β-D-lactopyranoside as well as AZT were purchased from Sigma Aldrich. The solvents were anhydrous and of reagent grade.
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0.97 mmol/g, 1% crosslink, 75-150 µm mesh). 2-Chlorotrityl chloride resin was purchased from Agilent (PL-Cl-Trt-Cl resin, 2.06 mmol/g, 1% crosslink, 150-300 µm mesh). Rink amide resin was purchased from Novabiochem (0.64 mmol/g, 1% crosslink, 100-200 µm mesh). All solid-phase reactions were typically carried out in glass frits under argon atmosphere and, if not mentioned otherwise, at ambient temperature. All solution-phase reactions were carried out in flasks with magnetic stirring. Reactions under inert gas were carried out in flasks equipped with septa under argon (supplied by using a standard manifold with vacuum and argon lines).
NMR spectra were recorded at 25 °C by using Bruker AM 400 (400 ( MS was performed with a Micromass QTof2 spectrometer. MALDI-TOF mass spectra were obtained by using either a Bruker Biflex IV spectrometer with a pulsed ultraviolet nitrogen laser, 200 µJ at 337 nm and a time-of-flight mass analyzer with a 125 cm linear flight path, or a Micromass TOFSpecE spectrometer in reflectron mode. 2,5-Dihydroxybenzoic acid and -cyano-4-hydroxy cinnamic acid were used as the matrix. HPLC was performed on a Jasco HPLC system, with a C18 column (30 × 190 mm) . Flow rate: 15 mL/min; solvent A: 0.1% TFA in water; solvent B: 0.1% S3 TFA in MeCN. Analytical TLC was performed on MERCK ready-to-use plates with silica gel 60 (F254). Column chromatography: MERCK silica gel 60, 0.04-0.063 mm.
The analytical data of resin-bound substrates were taken from the unpurified free product after test cleavage from the resin.
General procedures for solid-phase synthesis
General washing procedure for resin. (1.06 g; 16.24 mmol, 3.50 equiv) was added. The mixture was stirred for 5 h at 65 °C.
Subsequently, the reaction mixture was concentrated and dried in vacuo. The residue was then suspended in pyridine (20 mL) and acetic anhydride (20 mL) was added to the solution. The reaction was stirred at room temperature overnight. After concentration in vacuo, the residue was dissolved in EtOAc (50 mL) and washed with 1N HCl, NaHCO 3 and brine (each 50 mL) (CAUTION: extraction with sodium bicarbonate causes gas formation and excess pressure in the separating funnel).
After drying over MgSO 4 the crude product was purified by column chromatography (cyclohexane/ethyl acetate 1:1) to afford the desired product (mixture of α/β anomers) as a white-yellowish oil that solidified upon lyophilization. The yield for all azides is about 55% overall yield. 2.20 (s, 3H), 2.11 (s, 3H), 2.09 (s, 3H), 2.05 (s, 3H), 2.04 (s, 3H), 2.04 (s, 3H).
13
C NMR (100.6 MHz, CDCl 3 ): δ = 171. 5, 170.8, 170.6, 170.6, 169.3, 169.2, 169.1, 168.7, 168.0, 166.8, 92 .2 (C-1β), 90.2 (C-1α), 72.9, 72.1, 70.3, 69.8, 67.7, 67.4, 61.6, S5 61.5, 53.2, 52.6, 52.4, 51, 2, 20.9, 20.8, 20.7, 20.6, 20.6, 20.5; MS (ESI) 170.4, 170.4, 170.4, 170.3, 170.1, 169.9, 169.3, 169.0, 168.8, 167.2, 166.9, 166.9, 93.8, 92.6, 90.9, 73.9, 71.8, 70.2, 69.9, 68.7, 67.6, 66.6, 66.6, 62.1, 61.2, 56.2, 52.6, 52.5, 49.9, 47.0, 21.0, 20.9, 20.8, 20.8, 20.7, 20.6, 20.6 1; 169.6; 168.3; 168.1; 167.4; 166.8; 91.3; 90.3; 73.4; 71.4; 70.3; 68.8; 65.1; 65.0; 61.8; 61.7; 52.6; 52.4; 49.7; 49.3; 20.8; 20.7; 20.7; 20.6; 20.6 N-[(N',N'',N'''-trinosyl)-N'''-pent-4 -ynyl]p-hydroxytrityl resin 9. To a suspension of 2.43 g (1.00 equiv) resin 8 and 2.09 mL (12.0 equiv) of 2,4,6-collidine in 15 mL CH 2 Cl 2 was added 1.80 g (6.00 equiv) of 2-nitrobenzenesulfonylchloride. 17; 24.90; 25.33; 27.46; 29.94; 33.72; 37.80; 39.33; 45.83; 62.26; 70.84; 73.96; 78.35; 81.00; 89.70, 122.78, 147.36 18; 24.91; 25.33; 27.46; 29.95; 33.72; 37.81; 39.34; 45.83; 61.65; 62.71; 70.47; 72.68; 73.85; 74.94; 76.96; 77.30; 79.66; 79.94; 89.41, 105.27; 123.04; 147.26 402.5 mg (1.00 equiv) of resin 9 was suspended in 2 mL DMF. Then, 25.2 mg (0.500 equiv) CuSO 4 ·5H 2 O in 1 mL DMF and 201.9 mg (5.00 equiv) sodium ascorbate in 0.5 mL distilled water were added, followed by 100 mg (1.86 equiv) AZT.
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The suspension was agitated for 2.5 d, then the reaction mixture was removed from the resin. After that, the orange resin was washed according to procedure B, deprotected from the Nosyl group and dried under vacuum. 
Synthesis of 20
In a vial 0.180 mmol of alkyne resin 16 was swollen in 6 mL abs. THF. 0.360 mmol of azidosugar 1, 0.360 mmol of copper(I) iodide and 9.00 mmol DIPEA were added. The Cu-catalyzed alkyne azide cycloaddition on resin 27 and cleavage from the resin For the reaction with the sugar, the resin 27 was swollen in THF, and 70 mg Cu(CH 3 CN) 4 PF 6 (0.188 mmol, 1.83 equiv) was directly weighed into the plastic syringe containing the resin. In 2 mL dry THF, 310 mg of Ac 4 GalNAz (2, 0.721 mmol, 7.00 equiv) and 100 µL 2,6-lutidine (92.0 mg, 0.859 mmol, 8.34 equiv) were dissolved and added to the resin. The resin was shaken for 18 h at rt.
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After the reaction, the resin was washed with saturated aqueous sodium ascorbate solution, water, THF and dichloromethane (three times 2 mL each).
The peptoid was cleaved from the resin using 3 mL 33% HFIP in dichloromethane (v/v) at room temperature for 30 min. After collecting the cleavage solution, the resin was washed with 3 mL dichloromethane twice. The elution and washing solutions were combined. The solvent was evaporated under a stream of argon gas. After cleavage, HPLC purification and lyophilization, 70 mg (0.019 mmol, 19% yield) of a purple solid (28) 
